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O W Abstract: A microelectronic programmable structure and methods of forming and programming the structure are disclosed 
>$: 1 « P"*gn»n^ble structure generally inchide an ion conductor (140) and a plurality of electrodes (160, 120). Electrical properties 
f of the structure may be altered by applying a bias across the electrodes, and thus information may be stored using the structure. 
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HEIJXOFT^INVEmiON 
The present invention generally relates to imcroelecfronic devices. More 
particularly, the invention relates to programmable Mc^lectrotuc s^c^eat suitable for 
use in integrated circuits. 

BACKGROUND OP THE fiTVENTlON 
Memory devices are often used in electronic systems and computers to store 
information in the foiin of binary data. These memory devices may be characterized into 
varidus types, each type having associated with it various advantages and disadvantages. 

For example, random access memory ("RAM") which may be found in personal 
computers is typically volatile semiconductor memory; in other words, the stored data is lost 
if the power source is disconnected or removed. Dynamic RAM ("DRAM") is particularly 
Volatile in that it must be "refreshed" recharged) every few microseconds in order to 
maintain the stored data. Static RAM ("SRAM") will hold the data after one writing so long 
as the power source is maintained; once the power source is disconnected, however, the data 
is lost Thus, in these volatile memory configurations, information is only retained so long 
as the power to the system is not turned off. In general, these RAM devices can take up 
significant chip area and therefore may be expensive to manufacture and consume relatively 
large amounts 6f energy for data storage. Accordingly, improved memofy devices suitable 
for use in personal compiuters and the Hke are desirable. 

Other storage devices such as magnetic storage devices (e.g:, floppy disks> hard disks 
and magnetic tape) as well as other systems, such as optical disks, CSXRW ind DVD-RW 
ikre non-volatile, have extremely high capacity, and can be rewritten inany times. 
Unfortunately, these memory devices are physically large, are shw^Txration-sensitive, 
require expensive mechanical drives, and may consume relatively large amounts of power. 
These negative aspects make such memory devices rtonhideal for low power portable 
applications such as lap-top and palm-top computers, personal digital assistants ("PDAs"), 
and the like. 

Due, at least in part, to a rapidly growing numbers of compact, low-power portable 
computer systems in which stored information changes regularly, low energy readAvrite 
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semiconductor memories Mve become mcTeas^ Rirthennore, 
because thtee porteble systems ofieii require data storage when the power is tiiraed 08, non- 
volatile storage device are desired for use in such systems. 

One type of programmable semiconductor non-volatile memory device suitable for 
5 use in Such systems is a irogramflmable read-only memory C'PROM") device^ One type of 
PROM, a wiite-dncfc read-Many C^ORM*) device, uses an array of fusible links. Once 
programmed, the WORM device cannot be reprogrammed. 

Other forms of PROM devices include erasable PROM ("EPROM") and electrically 
erasable PROM (6EPROM) devices, TVhich are alterable after an initial programming. 
10 ^ROM device generally reqnke ^ 

to programming the device. Thus, such devices are generally not well suited for use in 
portable electronic devices. EEPROM devices are generally easier to program, but suffer 
from other deficiencies. In particular, EEPROM devices are relatively complex, are 
relatively difficult to manufacture, and are relatively large. Furthermore, a circuit including 
15 EEPROM devices raust withstand the high voltages necessary to program the device. 
Consequently, EEPROM cost per bit of memory capacity is extremely high compared with 
other means of data storage. Another disadvantage of EEPROM devices is that, although 
they can retain data without having the power source connected, they require relatively large 
amounts of power to program: This power drain can be considerable in a compact portable 
20 system powered by;a battery. 

In view of the Various problems associated with conventional data storage devices 
described above, a relatively non-volatile, programmable device which is relatively simple 
and inexpensive to produce is desired. Furthermore, this memory technology should meet 
the requirements of the new generation of portable computer devices by operating at a 
25 relatively low voltage Whfle providing high borage density and a IbW manufacturing cost 

SUMMARY 01? THE INVEfrmONf 
the present invention provides improved microelectronic devices for use in 
integrated circuits. More particularly, the invention provides relatively non-volatile, 
30 programmable devices suitable for memory and other integrated circuits. 

The ways in which the present invention addresses varicms drawbacks of now-known 
programmable devices are discussed in greater detail below. However, in general, the 
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pfreSent invention provides a programmable device thai is relatively easy aid intensive to 
majiufacttire, and which is relatively easy to program. 

In accordance with ojae exemplary embodiment of the present invention, a 
programmable structure includes an ion conductor and at least two electrodes. The structure 
is configured such that vAeri a bias is applied across two electrodes, one or more electrical 
properties of the structure change. In accordance with one aspect of this embodiment, a 
resistance across the structure changes when a bias is applied across the electrodes. In 
accordance with other aspects of this embodiment, a capacitance or other electrical property 
of the structure changes upon application of a bias across the electrodes. One or more of 
these electrical changes may suitably be detected. Thus, stored information may be retrieved 
from a circuit including the structure. 

In accordance with another exemplary embodiment of the invention, a programmable 
structure includes an ion conductor, at least two electrodes, and a barrier interposed between 
at least a portion of one of the electrodes and the ion conductor. In accordance with one 
aspect of this embodiment the barrier material includes a material configured to reduce 
difluaon of ions between the ion conductor and at least one electrode. The diffusion barrier 
may also serve to prevent undesired electrode|>6sit growth within a portion of the structure. 
In accordance with another aspect, the barrier material includes an insulating material 
Inclusion of an insulating material increases the voltage required to reduce the resistance of 
the device. In accordance with yet another aspect of this embodiment, the barrier includes 
material that conducts ions, but which is relatively resistant to the conduction of electrons. 
Use of such material may reduce undesired plating at an electrode and increase the thennal 
stability of the device. 

In accordance with another exemplary embodiment of the invention, a programmable 
iiii^lectrdnic structure is fanned on a surface of a sfabstrate by fortfiiiig a first electrode on 
the aibstrate, depositing a layer of ion conductor material over the first electrode, and 
depositing conductive material onto the ion conductor material. In accordance with one 
aspect of this embodiment, a solid solution including the ion conductor and excess 
conductive material is formed by dissolving (e.g., via thermal and/or photodissohrtion) a 
portion of the conductive material in the ion conductor. In accordance with a further aspect, 
only a portion of the conductive material is dissolved, such that a portion of the conductive 
material remains on a surface of the ion conductor to form an electrode on a surface of the 
ion conductor material. 
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In accordance with another embodimeait of the presatt invenUon, at least a 
a progdurunable structure is formed within a through-hole or via in ah insulating material 
In accordance with one aspect of this embodiment, a first electrode feature is formed on a 
surface of a substrate, insulating material is deposited onto a surface of the electrode feature, 
5 a Via is formed within the insulating material, and a portion of the progratomable structure is 
formed within the via. After the via is formed within the insulating material, a portion of the 
structure within tie via is formed by depositing an ion conductive material onto the 
conductive material, depositing a second electrode material onto the ion conductive material, 
and, if desired, removing any excess electrode, ion conductor, and/or insulating material In 
10 accordance with another aspect of this embodiment, only the ion conductor is formed within 
the via. In this case, a first electrode is formed below the insulating material an in contact 
with the ion conductor, and the second electrode is formed above the insulating material and 
in contact whh the ion conductor. The configuration of the via may be changed to alter (e.g., 
reduce) a contact area between one or more of the electrodes and the ion conductor. 
15 Reducing the cross-sectional area of the interface between the ion conductor and the 
electrode increases the efficiency of the device (change in electrical property per amount of 
power supplied to the device). In accordance with another aspect of this embodiment, the 
via may extend through the lower electrode to reduce the interface area, between the 
electrode and the ion conductor. In accordance whh yet another aspect of this embodiment, 
20 a portion of the ion conductor may be removed from the via or the ion conductor material 
may be directionally deposited into only a portion of the via to further reduce an interface 
between an electrode and the ion conductor. 

In accordance with another embodiment of the inveimoit a programmable device 
may be formed on a surface of a substrate. 
25 in accordance with a lurthef exemplary embodiment of the invention, multiple bits of 

informMon ire stored in a single programmable structure.. In accordance whh one aspect of 
this embodiment, a prograinmable structure i^ 
two additional electrodes. 

In accordance with yet another embodiment of me invention, rnultipie programmable 
30 devices are coupled together using a common electrode (eg., a common anode or a common 
cathode)! 

In accordance whh yet another embodiment of the invention, multiple programmable 
devices share a common electrode. 
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In accofdancb with yet a further exemplary embodiment of tie present invention, a 
capacitaince of a programmable structure is altered by causing ions within an ion conductor 
of the structure to migrate. 

5 BRIEF DBSOUPTION OF TUB DRAWINGS 

A more complete understanding of the present invention may be derivttf'bjr referring 
to the detailed description and claims, considered in connection with the figures, wherein 
like reference numbers refer to similar elements throughout the figures, and: 

Figure 1 is a cross-sectional illustration of a programmable structure formed on a 
10 surface of a substrate in accordance with the present invention; 

Figure 2 is a cross-sectional illustration of a programmable structure in accordance 
with an alternative embodiment of the present invention; 

Figure 3 is a current-Voltage diagram illustrating current and voltage characteristics 
of the device illustrated in Figure 2 in an "on" and "off* state; 
15 Figure 4 is a cross-sectional illustration of a programmable structure in accordance 

with yet another embodiment of the present invention; 

Figure 5 is a schematic illustration of a portion of a memory device in accordance 
with an exemplary embodiment of the present invention; 

Figure 6 is a schematic illustration of a portion of a memory device in accordance 
20 with an alternative embodiment of the present invention; 

Figures 7 and 8 are a cross-sectional illustratioris of aprogramma 
an ion conductor/dectrode contact interface formed about a perimeter of the ion conductor in 
accordance with another embodiment of the present invention; 

Figures 9 and 10 are a cross-sectional illustrations of a programmable structure 
25 hiving ah i6n ^ condttctor/de^rode contact interface formed about a perimeter of the ion 
c^no\i 

Figures 1 1 arirJ 12 illustrate a programmable device having a horizontal configuration 
in accordance with the present invention; 

Figures 13-19 illustrate programmable device structures with rfeducfed electrode/ion 
30 conductor interface surface area in accordance with the present invention; 

Figure 20 illustrates a programmable device with a tapered ion conductor in 
accordance with the present invention; 
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Figures 21-24 illustrate a programmable device including a floating electrode m 
accordance wfth the present invention; and 

Figures 25-29 illustrate common electrode programmable device structures in 
accordance with the present invention. 

Skilled artisans will appreciate that efcments in the figures are illustrated for 
simplicity m clarity and have not necessarily been drawn to scale. For example, the 
diinenadhs Of some bf the elements in the figures may be exaggerated relative to other 
elements to help to improve understanding of embodiments of the present inventioa 

PET AIT. FT) DESCRlPTinTJ OF EXEMPT ARY BMBODTMKNT ft 
The present invention generally relates to microelectronic devices. More 
particularly, the invention relates to programmable structures or devices suitable for various 
integrated circuit applications. 

Figures 1 and 2 illustrate programmable microelectronic structures 100 and 200 
formed on a surface of a substrate 1 10 in accordance with an exemplary embodiment of the 
present invention. Structures 100 and 200 include electrodes 120 and 130, an ion conductor 
140, and Optionally include buffer or barrier layers 155 and/or 255. 

Generally, structures 1 00 and 200 are configured such that when a bias greater than a 
threshold voltage (V T ), discussed in more detail below, is applied across electrodes 120 and 
130, the electrical properties of structure 100 change. For example, in accordance with one 
embodiment of the invention, as a voltage V £ V T is applied across electrodes 120 and 130, 
conductive ions within ion conductor 140 begin to migrate and form an electrodeposit (e.g., 
electrorfejJdsrt 160) at or near the more negative of electrodes 120 and 130; such an 
elec^wieposit, however, is not required to practice the present inventioiL The term 
"ele^epbsir* as used herein means any area within the ion conductor that has ah 
mcreased concentration of reduced metal or other conductive material compared to the 
concentration of such material in the bulk ion conductor material As the electrodeposit 
forms, the resistance between electrodes 120 and 130 decreases, and other electrical 
properties may also change. In the absence of any insulating barriers, which are discussed in 
more detail below, the threshold voltage required to grow the electrodeposit from one 
electrode toward the other and thereby significantly reduce the resistance of the device is 
approximately the redox potential of the system, typically a few hundred millivolts. If the 
same voltage is applied in reverse, the electrodeposit will dissolve back into the ion 
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coiiductor and the device will return to a high resistance state. In accordance with other 
embckiiments of the invention, application of an electric field between electrodes 120 and 
130 may cause ions dissolved within conductor 140 to migrate and thus cause a change in 
the electrical properties of device 100, without the formation of an electrodeposh. Structures 
100 arid 200 may be used to store information and thus may be used in memory circuits. For 
exjunple, structure 100 or other programmable structures in accordance with the present 
invention may suitably be used in memory devices to replace DRAM, SRAM, PROM, 
EPROM, or EEP&OM devices. In addition, programmable structures of the present 
invention may be used for Other applications where programming or changing of electrical 
properties df a portion of an electrical circuit are desired. 

Substrate 110 may include any suitable material. For example, substrate 110 may 
include sennc^nductive, conductive, seiniinsulative, insulative material, or any combination 
of such materials. In accordance with one embodiment of the invention, substrate 110 
includes an insulating material 112 and a portion 114 including microelectronic devices 
formed on a semiconductor substrate. Layers 1 12 and 114 may be separated by additional 
layers (not shown) such as, for example, layers typically used to form integrated circuits. 
Because me programmable structures can be formed over insulating or other materials, the 
programmable structures of the present invention are particularly well suited for applications 
where substrate (e.g., semiconductor material) space is a premium. 

Electrodes 120 and 130 may be formed of any suitable conductive material For 
example, electrodes 120 and 130 may be formed of doped polysilicon material or metal. 

In accordance with one exemplary embodiment of the invention, one of electrodes 
120 and 130 is formed of a material including a metal that dissolves in ion conductor 140 
wien a sufficient bias (V £ V T ) is applied across the electrodes (oxidizable electrode) and 
% omer electfc^e is relatively inert and does not dissolve during operation of the 
Jxognammabje device (an indifferent electrode). For example, electrode 120 may be an 
anode dteing a write process and be comprised of a material including silver that dissolves in 
ion conductor 140 and electrode 130 may be a cathode during the write process and be 
cornprised of ah inert material such as tungsten, nickel, molybdenum, platinum, metal 
suicides, and the like. Having at least one electrode formed of a material including a metal 
which dissolves in ion conductor 140 facilitates niamtaining a desired dissolved metal 
concentration within ion conductor 140, which in turn facilitates rapid and stable 
electrodeposit 160 formation within ion conductor 140 or other electrical property change 
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diking use of structure l6o and/or 200. Fmthermore, use of an inert material for th other 
electrode ((^tKbde during a write operation) facilitates electrodissohrtion of any 
- elei^od^at that may have formed and/or return of the programmable device to an erased 

state Rafter appUcationofasurBcient voltage. 
3 During an exase operation, dissolution of any electrodeposit that may have formed 

:;;:j^^Mfy:h^ds at or near the oridizable electrode/elecut)deposit interfcce. Initial 
'.d^i666k;6ri^'^h6dep£^SL at the pxidizable dectrode/electrode^sit interface may be 
fadlitated by forming strabture 100 such that the resistance of the at the oxidizable 
de*bde/ele(^rodepdsit interface is greater than the resistance at any other point along the 
10; electrodeposit* particularly, the interface between the electrodeposit and the indifferent 
electrode. 

One way to achieve relatively low resistance at the indifferent electrode is to form the 
eldbtrbdei of relatively inert, non^xidi^g material such as platinum. Use of such material 
re&ice^ of oxides at me interface between ion conductor 140 and the indifferent 

15 electrode as well as the formation of compounds or mixtures of the electrode material and 
ion conductor 140 material, which typically have a higher resistance than ion conductor 140 
or the electrode material. 

Relatively low resistance at the indifferent electrode may also be obtained by 
fdrining a barrier layer between the oxidizable electrode (anode during a write operation), 
Wherein the barrier layer is formed of material having a relatively high resistance. 
Exemplary high resistance materials include layers (e.g., layer 155 and/or layer 255) of ion 
conducting material (e g;, Ag,0, Ag^S, AgxSe, AgrTe, where x ^ 2, Ag y I, where x k 1, 
Gul 2 , CoO, CuS, CuSe, Cute, GeQk or S1O2) interposed betweeii ion conductor 140 and a 
• itfetai layer such a£ silver. Some of these materials have additional benefits as discussed in 

^Mliabie growth and dissolution of an electrodeposit Can alsb be facilitated by 
providing a rbu^ened indifferent electrode surface (e.g., a root mean square roughness of 
i^e^ter than about 1 nin) at the electrodefion conductor interface. The roughened surface 
> K ;may be formed by manipulating film deposition parameters and/or by etching a portion of 
36 one of the electrode of ion conductor surfaces. During a write operation, relatively high 
dectrical fields form about the spikes or peaks of the roughened surface, and thus the 
electrddeposits are more likely to form about the spikes or peaks. As a result, jnore reliable 
and uniform changes in electrical properties for an applied voltage across electrodes 120 and 
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130 may be obtsinesd by providing a roughed interface between the indifferent electrode 
: (cathode during a write dperatibn) and ion conductor 140. 

Oxidizable electrode material may have a tendency to thermally dissolve or diffuse 
into ion conductor 140; particularly during fabrication and/or operation of structure 100. 
the thermal diffusion is undesired because it may reduce the resistance of structure 100 and 
thus reduce the change of an electrical property during use 6f structure 100. 

To reduce undesired diffusion of oxidizable electrode material into ion conductor 1 40 
and in accordance \^ anbther embodiment of the invention, the oxidizable electrode 
includes a metal intercalated in a transition metal sulfide or selehide material such as 
Ax(MB2)i^ where A is Ag or Cu, Bis S or Se, M is a transition metal such as Ta, V, and H, 
and x ranges from about 0.1 to about 0.7. The intercalated material mitigates undesired 
tefrhal diffusion of the metal (Ag or Cu) into the ion conductor material, while allowing the 
metal to participate in the electrodeposh growth upon application of a sufficient voltage 
across electrodes 120 and 130. For example, when silver in intercalated into a Ta& film, the 
TaS 2 filih can include up to about 66.8 atomic percent silver. The A x (MB2)i_ I material is 
preferably amorphous to prevent to prevent undesired diffusion of the metal though the 
material. The ainorphous material may be formed by, for example, physical vapor 
deposition of a target material comprising AxQAttyt-* 

ri-Agj is another suitable material for the oxidizable electrode, as well as the 
mdifferent electrode. Similar to the A^tM^)^ material discussed above, a-Agl can serve 
as /a source of Ag durmg operation of structure 100— e.g., upon application of a sufficient 
bias> but the silvelr in the Agl material does not readily thermally diffuse into ion conductor 
140. Agl has a relatively low activation energy for conduction of electricity and does not 
fttjuire doping to achieve relatively high conductivity. When the dxidiziable electrode is 
formed ot AgJ, de]ple*k>h of silver in the Agl layer inay arise Airing operation of structure 
100, unless excess sitvei is pfbvided to the electrode. One way to provide the excess silver 
is to form a silver layer adjacent the Agl layer as discussed above when Agl is used as a 
buffer layer. The Agl layer (eig., layer 155 and/or 255) reduces thermal diffusion of Ag into 
ion conductor 140, but does cot significantly affect conduction of Ag during operation of 
structure 100. In addition, use of Agl increases the operational efficiency of structure 100 
because the Agl mitigates non-Faradaic conduction (conduction of electrons that do not 
participate in the electrochemical reaction). 
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Other materials suitable for tmffer layers 155 and/or 255 include GeO* and SiO x . 
-Ambri^ an will "soak up w silver during operation of device 

lOO* b\it will retard ihe thermal diffusion of silver to ion conductor 140, compared to 
stroctiirfe «- devices that do not include a buffer layer. When ion conductor 140 includes 
germMum, GeOi n&y be formed by exposing ion conductor 140 to an oxidizing 
^w^mfeiit at a ttopearature of about 300 °C to about 800 °C or by exposing ion conductor 
140 to an oxidizing environment in the presence of radiation having an energy greater than 
the baiitl gap of the ion conductor material. The Ge02 may also be deposited using physical 
vapor depositidri (firom a GeC^ target) or chemical vapor deposition (from GeH* and an O2). 

Buffer layers can also be used to increase a "write voltage" by placing the buffer 
layer (e.g. y GeCfc of SiO*) between ion conductor 140 and the indifferent electrode. The 
buffer material allows metal such as silver to diffuse though the buffer and take part in the 
d&trdchemicjal reaction. 

In accordance with one embodiment of the invention, at least one electrode 120 and 
130 is formed of material suitable for use as ah interconnect metal. For example, electrode 
130 may form part of an interconnect structure within a semiconductor integrated circuit. In 
accordance with one aspect of this embodiment, electrode 130 is formed of a material that is 
substantially insoluble in material comprising ion conductor 140. Exemplary materials 
suitable for both interconnect and electrode 130 material include metals and compounds 
such as tunjgsteSi, nickel, molybdenum, platinum, metal suicides, and the like. 

Layers 155 arid/or 255 may also include a material that restricts migration of ions 
between conductor 140 and the electrodes. In accordance with exemplary embodiments of 
the invention, a barrier layer includes (conducting material such as titanium nitride, titanium 
tiin^etn, a combination thereof or the like. The barrier may be electrically indifferent, ie. 9 
^V^lc^ws induction of deacfons through structure 100 or 200, but it does not itself 
yCdiAnbtite ions to cOiidiSctioh tiffbuj^ structure 200. An electrically indifferent barrier may 
feducfc unde&ired dendrite gfbwth during operation of the programmable device, and thus 
niay facilitate an "erase" or dissolution of electrodeposit 160 when a bias is applied which is 
opposite to that used to grow the dectrodeposit. In addition, use of a conducting barrier 
allows for the "mdifferent" electrode to be formed of oxidizable material because the barrier 
prevents diffusion of the electrode material to the ion conductor. 

Ion conductor 140 is formed of material that conducts idns upon application of a 
sufficient voltage. Suitable materials for ion conductor 140 include glasses and 
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ieMcofc&^ In one exemplary embodiment of the inverrtion, ion conductor 140 

is formed of di^cogeiiide material. 

Ion cbrifafctbr 140 may also suitably include dissolved conductive material. For 
example, ion conductor 140 may comprise a solid solution that includes dissolved metals 
and7or rnetal ions. In accordance with one exemplary embodiment of the invention, 
cbhrhictor 140 includes nietal and/Or metal ions dissolved in chalcogenide glass. An 
exemplalry chalcogenide glas$ with dissolved metal in accordance with the present invention 
included a stolid solution of As^Ag, Ge^Scx-Ag, GeA.^Ag, As^i.^ Ge^e^Ca, 
<^i:iH^ from about 0.1 to about 0.5 othei" chalcogenide materials 

including silver, copper, zinc, combinations of these materials, and the like. In addition, 
conductor 140 may include network modifiers that affects mobility of ions through 
conductor 140. For example, materials such as metals (e.g. p silver), halogens, halides, or 
hydrogen may be added to conductor 140 to enhance ion mobility and thus increase 
erase/write speeds of the structure. 

A solid solution ftuit&bfe for use as ion conductor 140 may be formed in a variety of 
wiys. For example, the solid solution may be formed by depositing a layer of <x>nductive 
material such as metal over an ion conductive material such as chalcogenide glass and 
exposing the metal and glass to thermal and/or photo dissolution processing In accordance 
with one exemplary ernbodiment of the invention, a solid solution of As2S 3 -Ag is formed by 
debiting AS2S3 onto a substrate, depositing a thin film of Ag onto the As^ arid exposing 
the films to light having energy greater than the optical gap of the AsjSs,-^., light having a 
wvelength of less than about 500 nanometers. If desired, network modifiers may be added 
to conductor 140 during deposition of conductor 140 (e.g., the modifier is in the deposited 
Mterial or present (fining cbhchictor 140 material deposition) or after conducts 140 material 
ii dented (e.g r by exposing conductor 140 b an atrhbsphere including the network 
Vfn^difier);- 

In ic^rdanfce ifcith aribther einbttlimeirt of the inverrtiori, a solid solution may be 
formed by depositing one of the constituents onto a substrate o* another material layer and 
reacting the first iwnstitueM with a.second constituent . For example, germanium (preferably 
amorphous) may be deposited onto a portion of a substrate and the germanium may be 
reacted with H^e to form a Ge-Se glass. Similarly, As can be deposited and reacted with 
the EkSe gas, or arsenic or germanium can be deposited and reacted \vhh H 2 S gas. Silver or 
other metal can then be added to the glass as described above. 
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In accordance %fth one aispect of this embodiment, a solid sohition ion conductor 140 
is formed by depositing sufficient metal onto an ion conductor material such that a portion of 
the metal can be dissolved tvhhhi the ion conductor material and a portion of the metal 
remains Oil a surface of the ion conductor to form an electrode (e g., electrode 120). In 
5 accordance with alternative embodiments of the invention, solid solutions containing 
i o^orv^ 

... ovfcrlying the ion conductor. 

An amount of conductive material such as metal dissolved in an ion conducting 
. material such as chalcogenide may depend on several factors such as an amount of metal 
10 available for dissolution and an amount of energy applied during the dissolution process. 
However, when a sufficient amount of metal and energy are available for dissolution in 
chalcogenide material using photodissohrtion, the dissolution process is thought to be self 
limiting, substantially Miring when the metal cations have been reduced to their lowest 
oxidation state; In the case of AS2S3-A& this occurs at Ag^ft = 2Ag2S + As^S, having a 
15 silver concieritration of about 44 atomic percent I£ on the other hand, the metal is dissolved 
in the chalcogenide material using thermal dissolution, a higher atomic percentage of metal 
in the solid solution may be obtained, provided a sufficient amount of metal is available for 
dissolution. 

In accordance with a further embodiment of the invention, the solid solution is 
.20 formed by photodissohition to form a inacrbhomogeneous ternary compound and additional 
metal is added to the solution using thermal diffusion (e.g., in an inert environment at a 
ternperature of about 85 °C to about 150 °C) to form a solid solution containing, for 
example, about 30 to about 50, and preferably about 34 atomic percent silver. Ion 
conductors having a metal concentration above the photodissohrtion solubility level 
25 fkdlitates formation of &e#ro^e^sifs that are thennally stable at 6pktilihg temperatures 
(deafly al»W : fe.^tb-ib^ 150 6 C) of devices 100 and i00. Mcrii<mVely, the solid 
solution may be formed by thermally dissolving the metal into the ion conductor at the^ 
temperature noted above; however, solid solutions formed exclusively from photodissorution 
are thought to be less homogeneous thian films having sin^ar 
30 using photodissorution and thermal dissolution. 

Ion conductor 140 may also include a filler material, which fills interstices or voids. 
Suitable filler materials include non-oxidizable and non-sirver based materials such as a non- 
conducting, immiscible silicon oxide and/or silicon nitride, having a cross-sectional 
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dimetisioii of less than about 1 mn, which do not contribute to the groWth of an 
electr65eF»osit, In this case, the filler iiiaterial is present in th ion conductor at a volume 
patent of up to iabout 5 plaint to reduce a likelihood that an dectiodeposit will 
sjk>^eOusry dissolve into the supporting ternary material as the device is exposed to 
5 elevated temperature, which leads to more stable device operation without compromising the 
i^drin^ceofthede^ce. loii conductor 140 may also include filter material to reduce an 
effective cross-sectional area of the ion conductor. In this case, the concentration of the 
filled material, which may be the same filler material described above but having a cross- 
. sectional dimension Up to about 50 inn, is present in the ion conductor material at a 

10 concentration of up to about 50 percent by volume* the filler material may also include 
metal such as silver or copper to fill the voids m the ioii c6n(fa^ 

In accordance ivith one exemplary embodiment of this invention, ion conductor 140 
includes a gennamum-seJenide glass with silver diffused in the glass. Germanium selenide 
Materials are typically forined from selenhttn and Ge<Se)^t tetrahedra that may combine in a 
15 variety of ways. In a Sorich region, Ge is <Mbid coordinated and Se is 2-fold coordinated, 
ivhich means that a glass composition near Geo.*>Seo.8o will have a mean coordination 
dumber of about 2.4. Glass with this coordination number is considered by constraint 
counting theory to be optimally constrained and hence very stable with respect to 
devitrification, the network in such a glass is known to self-organize and becoine stress- 
20 free, making it easy for any additive, e.g., silver, to JBnely disperse and form a mixed-glass 
solid solution. Accordingly, id accordance with one embodiment of the invention, ion 
conductor 140 includes a glass having a composition of Geo.17SeO.g3 to Geo.25Seo.75. 

The composition and structure of ion conductor 140 material often depends on the 
■ startitig or target material used to form the conductor. Generally, it is desired to form a 
;25 hbmbgeibiis material layer for coiiductor 140 to Mlitate reliable and ratable device 
pfetfofaaiice. In accoitf attce with one embodiment of the invention a target for physical 
vzpdi deposition of material suitable for ion conductor 140 is formed by selecting a proper 
aifipbule, preparing the ampoUle> maintaining proper tefa^eratur^s during formation of the 
glass, slow rocking the composition, and quenching the compositioa 
30 Volume and wall thickness are important factors for consideration in selecting an 

ampoule for forming glass. The wall thickness must be thick enough to withstand gas 
pressures that arise during the glass formation process and are preferably thin enough to 
facilitate heat exchange during the formation process. In accordance with exemplary 
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^fcrxidlm^ 

;tb fbrrn Se arid Te based chalcogenide glasses, whereas quartz ampoules with a wall 
thickness of about L5 mm are used to form sulfur-based chal«>genide glasses. Ia addition, 
the volume of the ampoule is priBferably selected such that the volume of die ampoule is 
about five times greater than the liquid glass precursor material. 

Once the amjkmle is selected, the ampoule is prepaid for glass formation, in 
accordance with onfe embodiment of the invention, by cleaning the ampoule with 
hydroftooric acid, ethariol and acetone, drying the ampoule for at least 24 hours at about 120 
°C, evic^ting the ampoule and heating the ampoule until the ampoule turns a cherry red 
color and cooling the ampoule under vacuum, filling ampoule with charge and evacuating 
the ampoule, heating the ampoule while avoiding melting of the constituents to desorb any 
remaining oxygen^ and sealing the ampoule. This process reduces oxygen contamination, 
which in turn promotes macrohomogeneous growth of the glass. 

The melting temperature of the glass formation process depends on the glass 
materia. In the ci*se of geranium-based glasses, sufficient time for the chalcogen to react 
at low temperature with all available gerfnariium is desired to avoid explosion at subsequent 
elevated temperatures (the vapor pressure of Se at 920 °C is 10 ATM. and 20 ATM for S at 
720°C). To reduce the risk of explosion, the glass formation process begins by ramping the 
ampoule temperature to about 300 °C for selenium-based glasses (about 2b0 °C for sulfur- 
batsed glassies) over the period of about an hour and maintairiing this temperature for about 
12 hours. Next, the temperature is elevated slowly (about 0.5 °CAnm) up to a temperature 
about 50 °C higher than the liquidus temperature of the material and the ampoule remains at 
about this temperature for about 12 hours: The tetoperature is then elevated to about 940 °C 
to dn&ife melting of all non-reacted gfeimanium for JSe-based glasses or about 700 °C for S- 
basetf glasses, the ampoule should remain at this elevated temperatufe for about 24 hours. 

The melted glass composition is preferably do^ rocked at a rate of about Wminute 
at ldast about six hours to increase the homogeneity of the glass. 

Qufeiichirig is preferably performed from a temperature at which the vapors and the 
liquid are in an equilibrium to produce vitrification of the desired composition. In this case, 
the Reaching tea^erahire is about 50 °C over the liquidus temperature of the glass material. 
Chalcogenidi^rich glasses include a range of concentrations in which under-constrained and 
Over^nstrained glasses exist. In cases where the glass composition coordinated number is 
far from the optimal coordination (e.g., coordination numbers of about 2.4 for Ge-Se 
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systems) the quenching rate has to be rast enough in order to ensure vitrification, e.£, 
quenching in ice-water or an even stronger coolant such as a mixture of urea and ice-water. 
In the case of opto 
°C. 

5 In accordance with one exemplary embodiment of the invention, at least a portion of 

stracture 106 is formed within a via of an instating material 150. Forining a portion of 
structure 100 within a via of an insulating material 150 may be desirable because;, among 
other reasons, sue* foimation allows relatively small structures; e.g., on the order of 10 
n&nometers, to be formed. In addition, insulating material 150 facilitates isolating various 
10 structures 100 from other electrical components. 
Insulating rikteriaH^ 

electrons and/or ions from structure 100. In accordance with one embodiment of the 
invention, material 150 includes silicon nitride, silicon oxynitride, polymeric materials such 
as polyimide or parylene, or any combination thereof. 
15 A contact 1 65 may suitably be electrically coupled to one or more electrodes \ 20, 1 30 

to fitilh^Tbnmrig electrical contact to the respective electrode. Contact 165 may be 
formed of any conductive material and is preferably formed of a metal such as atominum, 
aluminum altoys, tungsten, or copper. 

Ii accordance with One embodiment 6f the invention, structure 100 is formed by 

20 forming electrode 130 on substrate 1 10. Electrode 130 may be formed using any suitable 
method such &, for example, depositing a layer of electrode 130 material, patterning the 
electrode material, and etching the material to form electrode 130. Insulating layer 150 may 
be formed by depositing insulating material onto electrode 130 and substrate 110 and 
forming vias in the instating material using appropriate patterning arid etching processes. 

25 Ion conductor 140 and electrode 120 may then be formed within ulsulating layer 150 by 
de^sitmg ioh fc^^ Such ion 

cdffductor and electrode material deposition may be selective the material is 

substantially deposited only within the via, or the deposition ^ocesses may be relatively 
nonselective. If one or more non-selective deposition methods are used, any excess 

30 material remaining on a surface of insulating layer 150 may be removed using, for example, 
chemical mechanical polishing and/or etching techniques. Barrier layers 155 and/or 255 
may similarly be formed using any suitable deposition and/or etch processes. 
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Information may be stored Using programmable structures of the present invention by 
manipulating one or more electrical properties of the structures. For example, a resistance of 
a structure may be changed from a "<T or off state to a u 1 w or on state during a suitable write 
operation. Similarly, the device may be changed from a "1" state to a "(T state during an 
erase operation. In addition, as discussed in more detail below, the structure may have 
multiple programmable states sach that multiple bits of information are stored in a single 
structure. 

WRITE OPERATION 

Figure 3 illustrates current-voltage characteristics of a programmable structure (e.g. 
structure 200) in accordance with the present inventioa In the illustrated embodiment, via 
. diameter, D, is about 4 microns, conductor 140 is about 35 nanometers thick and formed of 
GejSer-Ag (near AsgGe^Ser), electrode 130 is ^different and formed of nickel, electrode 
120 is formed of silver, and barrier 255 is a native nickel oxide. As illustrated in Figure 3, 
ctfirreiit through structure 200 in an off state (curve 310) begins to rise upon application of a 
bias 6f Over about one volt; however, once a write step has been performed (le., an 
electrodeposit has formed), the resistance through conductor 140 drops significantly (/„&, to 
about 200 ohms)* illustrated by curve 320 in Figure 3. As noted above, when electrode 130 
is coupled to a more negative end of a voltage supply, compared to electrode 120, an 
electrodeposit begins to form near electrode 130 and grow toward electrode 120! Ah 
effective threshold voltage (/.e., voltage required to cause growth of the electrodeposit and to 
break through barrier 255, thereby coupling electrodes 320, 330 together is relatively high 
because of barrier 255. In particular, a voltage Vr must be applied to structure 200 
sufficient to cause electrons to tunnel through barrier 255 (when barrier 255 comprises an 
ifis^ating layer) to form the electrodeposit and to overcome th6 barrier (e.£, by tunneling 
through or leakage) and conduct through conductor 140 and at leist a portion of barrier 255. 

In accordance with alternate embodiments of the invention, where no insolating 
barrier layer is present, an initial "write" threshold voltage is relatively low bedaose no 
insulatrve barrier is formed between, for example, ion conductor 140 and either of the 
electrodes 120, 130. 
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READ OPERATION 

A state of the device (eg., 1 or 0) may be read, without significantly disturbing the 
state, by, for example, applying a forward or reverse bias of magnitude less than a voltage 
threshold (about 1.4 V for a structure illustrated in Figure 3) for electrodepositibn or by 
using a current limit which is less than or equal to the imnimum iffogramming current (the 
cunent which will produce the highest of the on resistance values). A current limited (to 
about 1 milfiamp) read operation is shown in Figure 3. In this case, the voltage is swept 
from 0 to about 2 V arid the current rises up to the set limit (from 0 to 0.2 V), indicating a 
low resistance (ohmic/lfoear current-voltage) "on" state Another way of performing a non- 
disturb read operation is to apply a pulse, with a relatively short duration, which may have a 
voltage higher than the electrochemical deposition threshold voltage such that no appreciable 
Faradaic current flows, i.e^ nearly all the current goes to polariz^charging the device and 
not into the electrodeposhion process. 

ERASE OPERATION 

A programmable structure (e.g., structure 200) may suitably be erased by reversing a 
bias applied during a write operation, wherein a magnitude of the applied bias is equal to or 
greater than the threshold voltage for electrodeposition in the reverse direction. In 
accordance with an exemplary embodiment of the invention, a sufficient erase voltage 
OteVf) is applied to structure 200 for a period of time which depends on the strength of the 
initial connection but is typically less than about 1 millisecond to return structure 200 to its 
"bfiT state having a resistance well in excess of a million ohms. In cases where the 
programmable structure does not include a barrier between conductor 140 and electrode 120, 
a threshold voltage for erasing the structure is much lower than a threshold voltage for 
writing me structure bemuse, unlike uie write operation, the erase operation does hot require 
elecu-bntunnelmgtbj^ugnabarri 

CONTROL OF OPERATIONAL PARAMETERS 

the concentrfflion of conductive material in the ion conductor can be controlled by 
applying a bias across the jnxgrammable device. For example, metal such as silver may be 
taken out of solution by applying a negative voltage in excess of the reduction potential of 
the conductive material. Conversely, conductive material may be added to the ion conductor 
(from one of the electrodes) by applying a bias in excess of the oxidation potential of the 
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mkteriaL Thus, for example, if the conductive material concentration is above that deaxed 
for a partidular device application, the concentration can be reduced by reverse biasing the 
device to reduce the concentration of the conductive material. Similarly, metal may be 
added to the solution from the oxidizable electrode by applying a sufficient forward bias. 
Additionally, it is possible to remove excess metal build up at the indifferent electrode by 
applying a reverse bias for an extended time or an extended bias over that required to erase 
the device under normal operating conditions. Control of the conductive material may be 
accomplished automatically using a suitable microprocessor. 

This.technique may also be used to form one of the electrodes from material within 
the ion conductor material. Ftfr example, silver from the ion conductor may be plated out to 
form the oxidizable electrode. This allows the oxidizable electrode to be formed after the 
device is folly formed and thus mitigates problems associated with conductive material 
diffusing from the oxidizable electrode during manufacturing of the device. 

As noted above, in accordance with yet another embodiment of the invention, 
multiple bits of data may be stored within a single programmable structure by controlling an 
amount of electrodeposit which is formed during a write process. An amount of 
electrodepcisit that forms during a write process depends on a number of coulombs or charge 
supplied to the structure during the write process, and may be controlled by using a current 
limit power source. In this case, a resistance of a programmable structure is governed by 
Equation 1, where Ron is the "on" state resistance, V T is the threshold voltage for 
electrodeposition , and Ilm is the maximum current allowed to flow during the write 
operation. 

Ron = — — — ~ 

Ilim 

Equation 1 

In practice, the limitation to the amount of information stored in each cell will 
; depend on how stable each of the resis&nce states is with time. For Example, if a structure is 
with a programmed resistance range of about 3.5 kft and a resistance drift over a specified 
time for each state is about ±250 £2, about 7 equally sized bands of resistance (7 states) could 
be formed, allowing 3 bits of data to be stored within a single structure. In the KmH for near 
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zero drift in resistance in a specified time limit, iirfo^^ 
of states, /.e, ix i analog form. 

A portion of an integrated circuit 402, including a programmable structure 400, 
configured to provide additional isolation from electronic components is illustrated* in Figure 
5 4. In accordance with ah exemplary embodiment of the present invention, structure 400 
* -mcludes electrodes 420 arid 430, an ion conductor 440, a contact 460, and an amorphous 
silicon diode 470, such as a Schottky or p-n junction diode, formed between contact 460 and 
electrode 420. Rows and columns of programmable structures 400 may be fabricated into a 
high density configuration to provide extremely large storage densities suitable for memory 

10 circuits. In general, the maximum storage density of memory devices is limited by the size 
and complexity of the column and row decoder circuitry. However, a programmable 
structure storage stack can be suitably fabricated overlying ah integrated circuit with the 
entire semiconductor chip area dedicated to row/column decode, sense amplifiers, and data 
management circuitry (not shown) since structure 400 need not use any substrate real estate. 

15 In this manner, storage densities of many gigabits per square centimeter can be attained 
Using programmable structures of the present invention. Utilized in this manner, the 
programmable structure is essentially an additive technology that adds capability and 
functionality to existing semiconductor integrated circuit technology. 

Figure 5 schematically illustrates a portion of a memory device including structure 

20 400 having an isolating p-n junction 470 at an mtersection of a bit line 5 10 and a word line 
520 of a memory circuit. Figure 6 illustrates an alternative isolation scheme employing a 
transistor 610 interposed between ah electrode and a contact of a programmable structure 
located at an intersection of a bit line 61 0 and a word line 620 of a memory device. 

Figures 7-10 illustrate programmable devices in accordance with another 

25 embodiment of the invention. The devices illustrated in Figures 7-10 have an electrode (e.g., 
the cathode during a writ e process) wit^ 

conductor compared to the devices illustrated in Figures 1-2 and 4. The smaller electrode 
interlace area is thought to increase the efficiency and endurance of the device because an 
increased percentage of ions in the solid solution are able to take part in the electrodeposit 
30 formation process. Thus any cathode plating from ions that do not participate in the 
electrodeposit process is reduced. 

Figures 7 and 8 illustrate a cross sectional and a top cut-away view of a 
programmable device 700 including an indifferent electrode 710, an oxidizable electrode 
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720, aid an ion conductor 730 former overlying an insulating layer 740 such as silicon 
oxide; silicon nitride, or the like. 

Structure 700 is fisrmed by depositing an indifferent electrode material layer and an 
insulating layer 750 overlying insulating layer 740. A via is then formed through layer 750 
and electrode material Iayer7l0, using an anisotropic etch process (eg, reactive ion etching 
or ion hnlhng) such tn^t the via extends to and/or through a portion of layer 740. The via is 
then fiUed with ion Conductor material and is suitably doped to form a solid solution as 
described herein. Any excess ion conductor material is removed from the surface of layer 
750 and electrode 730 is formed, for example using a deposition and etch process. In this 
case, the iridiffereitt electrode (cathode during write process) area in contact with ion 
conductor 730 is the surface area of electrode 710 about the perimeter of conductor 730, 
rather than the area underlying the ion conductor, as illustrated in Figures 1-2 and 4. 

Figures 9 and 10 illustrate a programmable device 900 having an indifferent 
eletfrode 910, an oxidizable electrode 920, ah ion conductor 930 and insulating layers 940 
and 950 in accordance with yet another embodiment of the invention. Structure 900 is 
.siimlar to structure 700, except that once a via is formed through layer 750, an isotropic etch 
process (e;g, chemical or plasma) is. employed to form the via through electrode 910, such 
that a sloped intersection between an ion conductor 930 and electrode 910 is formed. 

Figures 11 and 12 illustrate another programmable device 1100, with a reduced 
electrede/ibn conductor interface, in accordance with the present invehtioa Structure 1 100 
includes electrodes 1110 add 1120 and an ion conductor 1130, formed on a surface of an 
insulating material 1140, rather than within a via as discussed above. In this case, the 
programmable structure is formed by defining an ion conductor 1 130 patter on a surface of 
bating material 1140 (e.g., usifig deposition and etch techniques) and forming electrodes 
.Vllband 1120,.^ each contact a portion of the ion conductor. In the 

• cMbf % are formed overlying and in contact with 

both a portion of the ibii conductor and the insulating material. Although the thickness of 
the layers may be Varied in accordance with specific applications of the device, in a preferred 
embodiment of the invention, the thickness of the ion conductor and electrode films is about 
1 hm to about 100 nm. Sub-lithographic lateral dimensions of portions of the device may be 
obtained by overexposing photoresist used to pattern the portions and/or over etching the 
film layer. 
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Figure 13 illu strates a device 1300 in accordance with y et another embodiment of the 
invention. Structure 1300 is similar to the devices illustrated in Figure 7 and 8, except that 
the cros^sectionaJ area of the ion conductor that is mconte^ 

by filling a portion of a yik With non-ion conductor material, rather than etching through an 

'-5 electr dide kper. 

Structure 130® inchid^ dectrddds D I D arid 1320 and ah ion cdnductor 1330 formed 
vwthiri an insulating Uf&c 1340. In this case, ion conductor 1330 is formed by creating a 
trench within insulating Jayer 1340, the trench having a diameter indicated by D2. The 
trench is then filled using, for example, interference lithography techniques or conformally 

lb lining the via with insulating material arid using an anisotropic etch process to remove soirie 
of the insulating material, leaving a via with a diariietef of D3. Structure 13(H) formed using 
this technique may have a ion conductor cross sectional area as small as about lOnm in 
contact with electrodes 1310 and 1320. 

Figures ■ 14*17 illustrate another embodiment of the invention, where the cross 

15 sectional area of the ion conductor/electrode interface is relatively small. Structure 1400, 
illustrated in Pigure 14, includes electrodes 1410 arid 1420 and an ion conductor 1430. 
Structure 1400 is formed in a mariner similar to structure 700, except that the ion conductor 
material is deposited confbrrrially, using, for example chemical vapor deposition or physical 
Vapor de^po^tipri, into a trench, and the trench is not filled with the ion conductor material 

20 Structure 1500 is similar to structure 1400, except that an ion conductor 1530 is 

formed by etching a portion of ion conductor 1430, such that a via 1 540 is formed through to 
electrode I4l6. Sbiictufe 1600 is siiriilar to structure 1500 and is formed by conformally 
depositing the ion conductor material as described above and then removing the ion 
conductor material from a surface of insulating material 1450 prior to depositing electrode 

2S5 , i4i0 n^ 1700 riiay be formed by selectively deposing the ion 

cbMictor 1730 material itito only a portion of the trench formed in insulating material 1450 
(eJg^ using angled deposition arid/or shadowing techniques), removing any excess ion 
conductor material on the surface of insulator 1450, arid forining an electrode 1720 
ovferiyirig thfe insulator and in cbritact with ion conductor 1730. 

30 Figures 18 and 19 illustrate yet another embodiment of the invention, where a pillar 

or Wall within a trench is used to reduce a cross-sectional area of the interface between the 
ion conductor and one or more electrodes. Structure 1800, illustrated in Figure 18, includes 
electrodes 1810 and 1820 and an ion conductor 1830 formed within an insulating layer 1840. 
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fia addition, structure 1800 inbbdes a pillar 1850 of insulating material ( g., insulating 
material used to forth layer 1840), formed within a trench within layer 1 840. Structure 1800 
ihay be formed using the shadowed deposition technique discussed above. Structure 1900 is 
smailat to structure 1800, ©bejpt structure 1900 includes a partial pillar 1950 and an ion 
cohductbr 1930, which fills the regaining portion of the formed trench. 
^ Figure 20 fltastrates yet another ^ structure 2000 in accordance with the present 
iirvention. Structure 2000 includes electrodes 2010 and 2020 arid an ion conductor 2030 
formed within ah insulating layer 2040. Structure 2000 is formed using an anisotropic or a 
combination of an anisbtropic and an isotropic etch processes to form a tapered via. Ion 
conductor 2030 is then fbrmed within the trench using techniques previously described. 

Figures 21-24 ilhiMrate programmable devices in accordance with yet another 
embodiment of the irivehtioa the stractures illustrated in Figures 21-24 include a floating 
electrode, TVhich allbws multiple bits of information to be stored within a single 
programmable device. 

Structure 21(30 includes a first electrode 2110, a second, floating electrode 2120, a 
third electrode 2130, ion conductor portions 2140 and 2150, which may all be formed on a 
Substrate or wholly or partially formed within a via as described above. Although structure 
2100 is illustrated in a vertical configuration, the structure may be formed in a horizontal 
configuration, similar to Mructure 1100. In accordance with one aspect of this embodiment, 
the first arid third elexftrbdefc are fornied of an inherent electrode and the second electrode 
is formed bf an bxidizabie electrode material. Alternatively, the first and third electrodes 
may be formed of pxidizable electrode material and the second, Abating electrode may be 
formed of an indifferent electrode material. In either case, the structure includes two "half 
celis," where each half cell functions as a programmable device described above in 
corinectibri v^ Hgure> i ^ half cell is preferably configured such that the resistance bf 
fdhe half cell Meik ^m^fe^is&h^e of the other half cell When both cells rain an erased 
'state. • * 

In the case when floating electrode 2120 Is formed of OXidizable electrode material, 
bits of data may be stbred ad follows. Hie overall impedance of structure 2100 is 
approximately equal to the resistance bf portions 2140 and 2150. When no electrodepbsh is 
formed within either portion, this high resistance state may be represent by the state 00. 
When a voltage is applied to structure 2100, such that electrode 2130 is positive relative to 
electrode 21 10 arid the applied bias is greater that the threshold voltage required to form an 



22 



WO 02721542 



PCT/US01/28266 



dectrodqjosit in portion 2140, an electrodeposit 2160 will fonn tlro^ 

2140 from electrode 21 10 to^^ Under 

thk conditio^ an elec^^ 

21 50 is under a reverse bias condition and thus will not support growth of an electrodeposit 
5 '. The growth of the electrodeposit will change the impedance of portion 2140 from Z\ to Z\ 7 
■ thus changing the overall impedance of structure 2100 > which may be represent by the state 
61. the current level used to form electrodeposit 2160 should be selected such that it is 
sufficiently low> allowing the electrodeposit to be dissolved upon application of a sufficient 
reverse bias. A third state may be formed by reversing the polarity of the applied bias across 
10 electrodes 2110 and 2130, such that most of the voltage drop occurs across the high 
resistance ion conductor portion 2150 and formation of an electrodeposit 2170 begins, as 
illustrated in Figure 23/vrtthout causing eledxodeposit 2160 to dissolve. The impedance of 
portion 2150 changes from 7^ to 2^, and the overall impedance of structure 2100 is Z\ phis 
2a\ which inay be presented by the state 1 1. Once both half cells are in the write state, 
15 electrodeposit 2160 arid/or 2170 may be dissolved by applying a sufficient bias across one or 
both of the half cells. Electrodeposit 2170 can be erased, for example, by sufficiently 
negatively biasing electrode 2130 with respect to electrode 2110, which may be represented 
by a state 00. The four possible states, along with the curfent limit used to form the state, are 
represented in table 1 below. 
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Strucftire 2100 can be changed to 11 from state 10 by applying a low current limit 
. 25 bias to grow electrodeposit 2150 in portion 2140. Similarly, structure 2i00 can be changed 
from state 11 to state 01 by dissolving electrodeposit 2170 by applying a relatively high 
current limit bias such that upper electrode 2130 is positive with respect to Iowa- electrode 
. 2110. Finally, structure 2100 can be returned to state 00 using a short current pulse to 
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tlifftadally dissolve eJ^dtrbdejpoat 2160, tiang a cuirent which is high ehough to cause 
localized ieating 6f the elec*it>depoiSiL this will increase the metal conceitomon in the 
half-cell but this excess metal can be removed electrically from the cell by plating h back 
Onto the floating electrode. This sequence is summarized in table 2 below. 
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Zj 
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Table 2 



Other write and erase sequeiices are alsb possible (as are other definitions of the 
various states represented by the half-cell impedances). For example, it is possible to go 
from state 00 to either state 01 or state 10, depending on the write polarity chosen. 
Similarly, it is 'possible to go from state 1 1 to either state 10 or state 01 . It is also possible to 
go from state 1 1 to state 00 by the application of a current pulse (in either direction) which is 
high and short enough to thermally dissolve the electrodepbsits in both half-cells 
simultaneously. 

In addition to stbring information in digital form, structure 2100 can also be used as a 
noise-tolerant, low energy anti-fuse element for use in field programmable gate arrays 
(FPGAs) and field configurable circuits and systems. Most physical anti-fuse technologies 
require large ^ currents and Voltages to make a permanent cofM^ction. the need for such high 
energy ^e-^tfcm^ ^timuii is genetally cdrMdefed to be somewhat ^ beheficial as this 
reduced ttte ikellhkkri of thfc am>fuse actf demally forming a ejection in defctrically noisy 
Situations. However, the use of high voltages and large currents on chip represent a 
significant problem as all components in the programming circuits are typically sized 
accbrdingfy and the high energy consumption reduces battery life in portable systems. 

Figures 25-29 illustrate structures in accordance with another embodiment of the 
invention in which multiple programmable devices include a common electrode (e.g., the 
devices share a common anode or cathode. Forming structures in which multiple structures 
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share a common electrode is advantageous because such structures allow a higher density of 
cells to be formed on a given substrate surface area. 

Figures 25 and 26 illustrate a structure 2500, having a horizontal configuration and a 
conrmon electrode. Structure 2500 includes an electrical connector 2510 coupled to a 
common surface dectrode 2520, electrodes ±530 and 2540, and ion conductor portiohs 2550 
and 2560 dvdying an insulMing layer 21^0. Struciare 2500 may be usecl to form word arid 
bit lines as described above by forming a row of electrodes (e.g., anodes) coupled to 
Conductor 2510, and columns of oppositely bias electrodes (e;g., cathodes) running 
perpendicular to electrodes 2520. A conductive plug, formed of any suitably conducting 
material can be used to dectrically couple electrode 2520 to conductor 2510. Although 
illustrated with a horizontal configuration, common dectrode structures in accordance with 
this embodiment may be formed using structures having a vertical configuration as described 
herein. 

Figures 27 and 28 iJUfastrate additional structures 2700 and 2800 having a common 
electrode shared between two or more devices Structures 2700 and 2800 include a common 
dectrode, dectrodes 2720 ind 2725, ion conductors 2730,2735 and 2830, 2835 respectrvdy, 
and insulating layers 2740 and 2750. Structures 2700 and 2800 may be formed using 
techniques described above in connection with Figures 15 and 16 — e.g., by conformally 
depositing ion conductor material within a trench of an insulating layer. In accordance with 
another embodiment of the invention, directional deposition may be used to form a structure 
similar to structure 1700. Structures 2700 and 2800 each include two programmable devices 
including common electrode 2710 an ion conductor (e.g., conductor 2735) and another 
electrode (e.g., electrode 2725). Dielectric material 2750 is an insulating material that does 
tM interfere with surface electrbdeposit growth, such as silicon oxides, silicon nitrides, and 

r itheiabe: ■■...:■-.;-*■..■' 

FiguVe 29 aiuWatds a stra 
2916 formed about a cornrhon dectrode 2920. Each of the devices 2902-2916 may be 
formed using the method described above in connection with Figure 21. In the ernbodiment 
illustrated in figure 29, each of dectrodes 2930-2936 and 2938-2944 may be coupled 
together in a direction perpendicular to the direction of common dectrode 2920, such that 
dectrode 2920 forms a bit line and electrodes 2930-2936 and dectrodes 2938-2944 form 
word lines. Structure 2900 may operate and be programmed in a manner similar to structure 
2100 described above. 
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In. accordance with other anbodhnents of th present invention, a prbgrammabi 
Stibctur or device stores irifermati n by storing a charge as opposed to gnawing an 
electxodeposh. A c^acitahce of a structure or device is altered by applying .a bias across 
electrodes of the device such that positively charged ions inigrate toward one of the 
electrodes. If the applied bias is less that a write threshold voltage^ ho short will form 
between the dectrodes; Capacitance of the sthictrire changes as a re&ilt of the ion nngratioa 
When the applied bias is removed, the metal ions tend to diftuse away frbm the electrode or 
a barrier proximate the electrode. However, ah interface between an ion conductor and a 
barrier is generally imperfect and includes defects capable of trapping ions. Thus, at least a 
portion of ions remain at or proximate ah interface between a barrier and ah ion conductor. 
If a write voltage is reversed, the ions may suitably be dispersed away from the interface. 

A ptogrammable structure in accordance with the present invention may be used in 
many applications which wbuld otherwise utilize traditional technologies such as EEPROM, 
FLASH or DRAM. Advantages provided by the present invention over present memory 
techniques include, among other things, lower production cost and the ability to use flexible 
fabrication techniques which fire easily adaptable to a variety of applications. The 
programmable structures of the present invention are especially advantageous in applications 
where cost is the primary concern, such as smart cards tod electronic inventory tags. Also, 
an ability to form the memory directly oh a plastic card is a major advantage in these 
applications as this is generally not possible with other forms of semiconductor memories. 

Further, in accordance with the programmable structures of the present invention, 
memory elements may be scaled to less than a few square microns in size, the active portion 
of the device being less than on micrba This provides a significant advantage over 
traditional sendcbhductor technologies in which each device and its associated interconnect 
: can take up several tens of square microns. 

Additionally, the devices of the present invention require relatively low energy and 
do not require "refreshing." Thus, the devices are well suitable for portable device 
applications: 

Although the present invention is set forth herein in the context of the appended 
dravwng figures, it should be appreciated that the invention is hot limited to the specific form 
shown. Fear example, while the programmable structure is conveniently described above in 
connection with programmable memory devices, the invention is not so limited; the structure 
of the present invention may suitably be employed as programmable active or passive 
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devices within a midroeJeOronic circuit. Furmefmbre; although ofty some of the devices are 
illustrated as including buffer, barrier, or transistor components, any of these components 
may be added to the devices of the present inventioa Various other modifications, 
variations, toa enhanc^sments in the design and arrangement of the method and ^paratos set 
5 forth hexdn, may be made without departing from the spirit and scope of the present 
mventicxn as stst form m me dppeiided clamm 



27 



WO 02/21542 Ptr/DS01^8266 

CLAIMS 

We claim: 

L A microelectronic programmable structure ci)ir|dsingt 

an ion coirfuctor formed of an ion conductive material and conductive ions; 

an oxidizable electrode proximate me ion com 

an indifferent electrode proximate the ion conductor. 

2. The microelectronic programmable structure of claim 1, further comprising a 
buffer layer between the oxidizable electrode and the ion conductor. 

3. The microelectronic programmable structure of claim 2, wherein the buffer 
layer comprises a material selected from the group consisting of A&O, Ag^ AgxSe, Agj e, 
where x £ 2, Ag y I, where ykl, Cufe, CiiO, CuS, GuSe, Cute, GeOj, and Si0 2 . 

4. The microelectronic programmable structure of claim 1, wherein the 
indifferent electrode comprises platinum. 

5. The microelectronic programmable structure of claim 1, wherein the 
oxidizable electrode comprises a material selected from the group consisting of a transition 
metal sulfide and a transition metal selenide. 

6. The microelectronic programmable structure of claim 5, wherein the 
oxidizable electrode further co^m^ 



7. The rmd^ectrOmc programmable structure of claim 5, wherein the 
oxidizable electrode Comprises TaS^. 

8. The rmtrodectrohic programmable structure of claim 1, wherein the 
oxidizable electrode comprises AgJ. 

9. The microelectronic programmable structure of claim 8, wherein the 
oxidizable electrode comprises excess silver. 
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10. The microelectrbbic programmable stnicture of claim j, wherein th ion 
conductor comprises a solid solution selected from the group consisting of As*Si_*-Ag, 
GexSei.x-Ag, Ge^Si-x-Ag, AsxSm-Cu, Ge^S ej.^-Cu, GexSi_*~Ca, where x ranges from about 

5 0.1 to about 0.5. 

11. The microelectronic programmable structure of claim 10, wherein the ion 
conductor comprises a filler material. 

10 12. The microelectronic programmable structure of claim 11, wherein the filler 

material comprises a dielectric and is present in the ion conductor at a volume percent of up 
to about 50r*a:cerit; 

13. The microelectronic programmable structure of claim 11, wherein the filler 
15 material comprises a dielectric and is present in the ion conductor at a volume percent of Up 

to about 5 percent 

14. The microelectronic programmable structure of claim 11, wherein the filler 
material comprises silver. 

20 

15. The imcroelectronic programmable structure of claim 1, wherein the ion 
conductor comprises a glass having a composition of Geo.nSeo.83 to Geo.25SeD.75. 

16. The microelectronic programmable structure of claim 15, wherein the ion 
7 : 25 cohfoctof further comprises up to about 34 r^ 

17. The microelectronic programmable structure of claim 1, further comprising a 
transistor in contact with one of the oxidizable or the indifferent electrodes. 

30 18. The microelectronic programmable structure of claim 1, further comprising a 

diode in contact with one of the ojridizable or the indifferent electrodes. 
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19. The rniCToelectronic ^ogrammable structure of claim 1, wherein the ion 
conductor is formed within a via in an insulating material layer. 

20. The microelectronic programmable structure of claim 19, further comprising 
a diode formed within the via. 



21. The microelectronic programmable structure 6f claim 19, wherein the ion 
conductor contacts the indifferent electrode about a portion of the perimeter of the ion 
conductor. 

22. The microelectronic programmable structure of claim 21, wherein the ion 
conductor contacts the indifferent electrode about a sloped portion of the perimeter of the ion 
conductor. 



23. The microelectronic programmable structure of claim 1, wherein the 
indifferent electrode, the oxidizabie electrode, and the ion conductor are formed on a surface 
of an insulating material layer. 

24. The microelectronic programmable structure of claim 1, wherein the ion 
conductor is formed within a via of a first insulating material layer, and wherein the 
programmable structure further comprises a second insulating material formed within the 
via. 

25. The inicroelecTronic programmable structure 6f claim 1, wherein the ion 
6<>tidutt6r is formed along a sidewall of a via formed within an insulating layer, 

26. the microelectronic programmable structure of claim 1, wherein the ion 
conductor is formed within a sloped via within an insulating material layer. 

27. The microelectronic programmable structure of claim 1, further comprising a 
barrier layer between the indifferent electrode and the ion conductor. 
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28. The microelectronic programmable structure of claim 27, ^ 
layer comprises a conductive material. 

29. The microelectronic programmable structure of claim 27, wherein the barrier 
5 layer comprises an insulating materiaL 

30. The microelectronic programmable structure of claim i, wherein surface area 
of the indifferent electrode in contact with the ion conductor is less than the surface area of 
the oxidizable electrode in contact with the ion conductor. 

10 

31. The rnicroelectronic programmable structure of claim 1, wherein an interface 
between the indifferent electrode and the ion conductor is roughened. 

32. A multi-cell programmable microelectronic device comprising: 
1 5 a first electrode of a first type; 

a second electrode of a second type; 

a first ion conductive material of a first resistance interposed between the first 
electrode and the second electrode; 

a third electrode of a first type; and 
20 a second ion conductive material of a second resistance interposed between 

the second electrode and the third electrode. 

33. The multi-cell programmable microelectronic device of claim 32, wherein the 
first and third electrodes comprise an indifferent electrode material and the second electrode 

-25 comprises an oxidizable electrode material. 

34: The multi-cell programmable microelectronic device of claim 32, wherein the 
first arid third electrodes comprise an oxidizable electrode material and the second electrode 
comprises an indifferent electrode materiaL 
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35. A multi-cell programmable microelectronic device comprising: 
a plurality of electrodes of a first type; 
a plurality of electrodes of a second type; and 
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a plurality of ion conductor structures, wherein at least one of the plurality of 
i6n conductor structures is interposed between one of the plurality of electrodes of a first 
type and one of the plurality of electrodes of a second type, and 

wherein a plurality of electrodes of a first type are electrically coupled 



36. The inulti-cell programmable microelectronic device of claim 35, wherein the 
plurality of electrodes of a first type comprise oxidizable electrode material. 

37; The multi-cell programmable microelectronic device of claim 35, wherein the 
plurality of electrodes of a first type comprise indifferent electrode material. 

38. The multi-cell programmable microelectronic device of claim 35, wherein at 
least a portion of the plurality of ion conductor structures are formed within a via within an 
insulating material layer. 

39. The multi-cell programmable microelectronic device of claim 35, wherein at 
least a portion of the plurality of ion conductor structures are fonned on a surface of an 
insulating material layer. 

40. A method of forming a programmable microelectronic structure, the method 
comprising the steps of: 

providing a substrate; 

forming a layer of electrode material of a first type overlying the substrate; 
forming an insulating layeir overlying the layer of electrode material of a first 

forming a via through the insulating layer and the layer of electrode material 

ofafix&tyjpe; 

depositing ion conductor material into the via; and 

forming an electrode of a second type overlying the ion conductor material 

41. The method of claim 40, wherein the step of forming a* via includes 
isotropically etching the insulating layer. 
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42. The Method 6f claim 40, wherein the step of forming a via includes 
ahisotropically etclnng the m^lating layer. 

43. The method 6f claim 40, herein the step of forming a via includes 
tedtropically etching tne layer of electrode material of a first type. 

44. The method of claim 40, wherein the step of forming a via includes 
amsotropically etching the layer of electrode material of a first type. 

45. The method of claim 40, further comprismg Ae step of applying a bias across 
the electrode material of the first type and the electrode material of the second type to 

; manipulate a concentration of conductive material in the ion conductor. 

46. The method of claim 40, further comprising the step of applying a bias across 
thb . electrode material of the first type and the electrode material of the second type to 
m^hipulate ah amount of conductive material present in one of the electrode material of the 
first type and the electrode material of the second type. 

47. The method of claim 40, wherein the step of depositing ion conductor 
material comprises depositing germanium onto a surface and reacting the germanium with 
HiSe. 

48. the method of claim 40, wherein the step of depositing ion conductor 
niatenial comprises depositing arsenic onto a surface and reacting the arsenic with H^Se. 

49. The inethbd of claim 40, wherein the step of depositing ion conductor 
material comprises debiting gennamum onto a surface and reacting the germanium with 
HiS. 

50. The method of claim 40, wherein the step of depositing ion conductor 
material comprises depositing arsenic onto a surface and reacting the arsenic with JfcS. 
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51^ A method of forming a programmable microelectrbxiic device, the method 
comprising the steps of : 

forrningan^^ 

depositing an electrode material layer overlying the ion conductor structure; 

arid 

patterning the electrode material layer to form electrodes in contact with the 
ion conductor structure. 

52. \ The method of claim 51, wherein the step of forming an ion conductor 
structure comprises depositing germanium onto a surface and reacting the gennanium with 
H 2 Se; 

53. A method of forming an electronic device, the method comprising the steps 

of: 

forming a first electrode on a surface of a substrate; 

depositing a first insulating layer over a surface of a the first electrode; 

forming a via in the first insulating layer; 

depositing a second insulating material within a portion of the via; 
depositing ion conductor material within a portion of the via; and 
forming a second electrode overlying the ion conductor. 

54. The method of forming an electronic device of claim 53, wherein the step of 
depositing ion conductor material comprises the step of deposing the ion conductor material 
within a Via formed in the second insulating material 

r':5l>.- tab method of forming an electronic device of Claim 55, wherein the step of 
depositing a sebond insulating material comprises using a directional deposition technique. 

56. The method of forming an electronic device of claim 53, wherein the step of 
depositing an ion conductor material comprises forming a conformal layer of ion conductor 
material. 
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57. The method of forming an electronic device of claim 53, further comprising 
the stejp of removing a portion of the ion conductor material from a surface of the first 
insulating material. 

5$. A method of forming a multi-cell programmable device, the method 

forming a first electrode on a surface of a substrate; 
forming a first ion conductor portion overlying the first electrode; 
forming a second electrode overlying the first ion conductor portion; 
forimng a sebbtod ioti conductor portion overlying the second electrode; and 
forimng i third electrode ovierlying the se<»nd ion conductor portion. 
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59. A method of forming a glass composition, the method comprising the steps 



selecting an ampoule; 

cleaning the ampoule using hydrofluoric acid; 

drying the ampoule for about 24 to about 120 hours at about 120 °C; 

evacuating the ampoule; 

heating the ampoule until the ampoule turns red; 

filling the ampoule with a charge; 

heating the ampoule to a temperature below the melting temperature of the 
glass constituents; 

ramping the te^erature at a rate of about 0.5 degrees per minute to a 
temperature about 50 6 C higher than the ttquidus temperature of the glass; and 

slcftv locking the glass cbii^bsrtibn at a rate of about 20 per minute for a 
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